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(57) Abstract

Methods for devolatilizing polymer solutions have been inven
in a solvent forming a polymer-solvent solution, introducing the polymer-solvent solution into a thermal dryer, heating or cooling the
polymer-solvent solution in the thermal dryer forming product polymer with solvent removed and separated solvent (which may include
other residuals), the separated solvent with other residuals if present vaporizing in the thermal dryer forming a vapor, removing the vapor
from the thermal dryer, and discharging product polymer from the thermal dryer.

G TP N

tl‘\ LETY ;'I (ST RS TREN] é 1\

ted which include, in cenain aspects, dissolving a viscous polymer




FOR THE PURPOSES OF INFORMATION ONLY

Codes used to identify States party to the PCT on the front pages of pamphlets publishing intemational applications under the PCT.

Albania

ERCREE TRENAE

Spain

Finland

France

Gabon

United Kingdom
Georgia

Ghans

Guinea

Groece

Hungary

Ireland

Israel

Iceland

Raty

Japan

Kenya
Kyrgyzsan
Democratic People’s
Republic of Korea
Republic of Korea
Kazaksten

Saint Lucis
Liechtenstein

Sri Lanka

Liberia

Ls
LT
LU
LV
MC
MD
MG
MK

ML’

MN
MR
Mw
MX
NE
NL
NO
NZ
PL
PT
RO
RU
sD .
SE
sG

Lesotho

Lithusnia
Luxembourg

Latvia

Monaco

Republic of Moldova
Madagascar

The former Yugoslsy

Republic of Macedonia

Mali
Mongolia
Mauritanis
Malawi
Mexico
Niger

N .
Norway

New Zealand
Polacd
Porrugal
Ronania
Ruasisn Federation
Sudan
Swoden
Singapore

13g2ddngge

UA
uG
us
vz

g2

Slovenia
Slovakia
Sencgal
Swaziland
Chad

Togo
Tajikistan
Turkroenistan

Turkey

Trinidad and Tobago
Ulcraine

Uganda

United Sttes of America
Uzbekistan

Viet Nam

Yugoslavia

Zimbabwe




20

25

30

35

40

WO 98/02467 . PCT/US97/10102
POLYMER RECOVERY

This invention is directed to polymer devolatilization
and recovery and, in certain aspects, to production of a-
polymer product with a residuals level of less than one
thousand parts per million(ppm), the polymer product being
produced from an initial polymer solution having a residuals
level of up to fifty percent by weight, based on polymer
weight. One particular method according to this inventionris
directed to the devolatilization of ethylene propylene diene
monomer terpolymer (EPDM).

The prior art discloses a wide variety of polymer
devolatilization and recovery systems and methods. Certain
prior art methods have one or more disadvantages: a multi-
stage process including a finishing step; required stripping
of contaminants, residual solvent, and monomers; use of an
immiscible fluid mixed with a flowing polymer to maintain heat
transfer coefficient, increase diffusion driving force, or
lower partial pressure; entrainment of polymer in overhead
venting systems, known as "snowing", and polymer product
flowing into venting systems, known as "vent flooding";
production of polymer product with inconsistent properties,
such as a varying viscosity, or production of degraded product
polymer or gels; and additional process unit operations to
remove immiscible liguid or gas.

There has long been a need for an efficient, effective,
single stage'method for devolatilizing viscous polymers.
There has long been a need for such a method which is
relatively less expensive than existing methods and requires
reduced capital outlay compared to existing methods. - There
has long been a need for such a method which produces a
guality product with consistent properties without
unacceptable viscosity variance, and without product
degradation. There has long been a need for such a method
which does not require additional stripping, an additional
finishing step, or use of an immiscible fluid to maintain

heat transfer. There has long been a need for such a method
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in which snowing and vent flooding are significantly reduced
and thereby improving product quality.

The present invention discloses systems and methods for
polymer devolatilization. Devolatilization is the removal
from a polymer product of unreacted monomer, solvent,
oligomers, and volatile condensation products, referred to
herein collectively as "residuals".

In one aspect, the subject invention is directed to .a
method characterized by:

(A)bintroducing a polymer-solvent solution into a
thermal dryer,

{B) treating the.polymer-solvent solution in the
thermal dryer forming product polymer and separated
solvent, separated solvent with residuals therein
vaporizing in the thermal dryer forming a vapor
containing solvent and residuals,

(C) removing the vapor from the thermal dryer, and

{D) discharging polymer product having a solvent level

of not more than 0.5 percent by weight solvent and
other residuals from the thermal dryer.

In another aspect, a method according to the present
invention includes: conveying a viscous polymer in solution
with a solvent into a treatment vessel of a thermal dryer for
devolatilization; applying a reduced pressure or vacuum within
the treatment vessel; removing at least a portion of residuals
contained in the viscous polymer solutién by way of the vacuum
within the treatment vessel; and flowing polymer product from
the treatment vessel for further processing, such as
pelletizing.

In another aspect the method includes a step of cooling
or heating the viscous polymer solution in the treatment
vessel to maintain polymer at desired temperature to achieve
low residuals with acceptable product guality. 1In one aspect,
such a method is oxygen-free.

Methods according to this invention may be either batch
or continuous and may be used to recover any known viscous
polymer. Methods according to this invention may be hydrous,
or anhydrous (that is, in the absence of water), and an

2.
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optional volatile stripping agent may be used. Use of an
immiscible heat transfer fluid is optional.

In certain embodiments, the viscous polymer solution is
produced using a dissolver extruder that is fed pelletized
polymer by a volumetric feeder. Solvent is injected into the
dissolver extruder under high pressure (for example 2000
pounds/square inch gauge (psig (13.8 MPa)) by a high pressure
injection system. With such a system, solvent under pressure
is injected into a polymer-filled zone in the dissolver
extruder.

In another embodiment, the viscous polymer solution is
produced in one or more solution polymerization reactors,
operated either in parallel or in series. One such system is
described in commonly owned United States Patent 3,914,342
(Mitchell) . Preferably, the viscous polymer solution is
conveyed from the reactor(s) to the thermal dryer via single
or multiple flash vessels to reduce solvent content.

A useful method to simulate this polymer recovery process
is a dissolver extruder having six barrel sections through
which polymer flows. Five of the six barrel sections are
heated by a fluid media, for example hot o©il, pumping system.
In certain preferred embodiments, the first of the six barrel
sections is cooled, for example to about 30 degrees Cc (°C), to
prevent polymer bridging at a polymer inlet of the dissolver

extruder. A chilled glycol system provides sufficient cooling.

An electric, pneumatic, or hydraulic power system is
used, in certain embodiments, to drive a rotating shaft in the
dryer's treatment vessel to facilitate polymer drying and
movement through the vessel. In one such aspect, the shaft is
directly driven by an electric motor with a geér reducer. The
shaft is desirably sealed from exterior environments with a
double mechanical seal with an inert buffer fluid {such as an
o0il buffer). In an additional aspect, a discharge end of the
shaft also penetrates an exterior shell and is sealed with a
double mechanical seal with an inert buffer (such as an oil
buffer) and is supported by one or more external bearings.

One vacuum system useful with methods according to the

present invention has an oil-sealed vacuum pump and a

3.
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condenser (such as a shell and tube heat exchanger) disposed
between the pump and a vent outlet of the treatment vessel.
In one aspect, dual vapor collection traps are used
alternately. Appropriate gauges indicate vacuum levels at
desired points in the system.

In one embodiment, a single screw discharge device is
used to convey polymer from the thermal dryer to downstream
processing equipment. Twin screw or gear pump discharge.
devices are also suitable.

Further processing of devolatilized polymer product
flowing from the treatment vessel may include cooling, drying,
and packaging. One method includes running the polymer
product through a water bath and then pelletizing it in a
pelletizing machine (such as a machine commercially available
from Cumberland Strand Chopper Co.).

Methods according to this invention, as shown by the data
presented below, produce substantially improved and unexpected
results as compared to various prior art methods. ' »

In certain embodiments, the present invention discloses a
method for devolatilizing a polymer-solvent solution, the
method including conveying the polymer-soclvent solution into
a thermal dryer or forming the solution therein by introducing
polymer and solvent into the thermal dryer, treating the
polfmer—solvent solution in the thermal dryer to separate
polymér product from solvent and residuals, vaporizing at
least a portion of the solvent (or solvent with residuals
therein) in the thermal dryer thereby forming a vapor
containing solvent (or solvent and other residuals), removing
the vapor from the thermal dryer, and discharging polymer
product having at most 0.5 percent total residuals (including
solvent) by weight from the thermal dryer. The polymer
product has a solvent level that is desirably less than 2000
ppm, preferably less than 1600 ppm, more preferably less than
1000 ppm. The polymer product also has a residual termonomer
content (such as a diene) in the polymer product of less than
100 ppm, preferably less than 50 ppm, and especially less than
10 ppm. The discharged polymer product is suitable for
processing by a pelletizing machine. The method thus includes

4.
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feeding the bolymer product to a pelletizing machine, and
producing pelletized polymer product. The polymer has a
Mooney Vviscosity that is desirably greater than 20, preferably
greater than 50, more preferably 70 or greater and generally
can be as high as 250, preferably as high as 120; or a melt
index (I,) (ASTM D-1238 Condition 190/2.16) of less than 1 g/10
minutes to as low as 0.001 g/10 minutes.

The polymer is desirably selected from the group
consisting of ethylene/propylene/diene terpolymers (EPDM),
heterogeneous polyethylene, homogeneous polyethylene, linear
polyethylene, low density polyethylene, pelypropylene,
polyurethane,»ethylene propylene rubbers, and polystyrene.
Residence time of the polymer—solVent solution in the thermal
dryer is desirably less than 50 minutes, preferably less than
30 minutes and especially 15 minutes oxr less; Residuals
initially presenﬁ in the polymer-solvent solution are ,
typically at a level of between 5 percent and 80 percent by
weight and are reduced by this method to a level in the

polymer product of less than 0.5 percent by weight;

preferably less than 0.2 percent by weight. The residuals

initially present in the polymer-solvent solution at a level
of 10 percent to 50 percent by weight are preferably reduced
to. a level of less than 1000 ppm, oY when residuals are
present initially at a level of 2-25 percent are reduced to a
jevel of 500 ppm or less. in the product polymer. The solvent
is typically a Cs hydrocarbon or heavier, typically up to a Cjo
hydrocarbon, or mixture_of such hydrocarbons.

The method may also be performed without the addition of
oxygen, water Or both. The method includes a variation
wherein polymer and solvent are continuously fed to the
thermal dryer and polymer product is continuously produced by
and conveyed from the thermal dryer. The method may be a
batch method.

Polymer product discharged from the thermal dryer is
desirably received by a discharge apparatus which conveys the
polymer product from the thermal dryer. The discharge
apparatus desirably is a discharge system with a housing, a

single screw conveyor rotatably mounted therein, and a direct
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drive motor for rotating the single screw conveyor. The single
screw conveyor is preferably mounted in bearings and sealed at
its drive end with double mechanical seals to isolate
components from the housing from external influences such as
atmospheric gases, particularly oxygen. The housing has an
inlet and an outlet and the system desirably runs under
vacuum, for example 10-200 mm Hg (1.3-26.7kPa), preferably
about 25 mm Hg (3.3 kPa).

The method also includes heating or cooling the polymer-
solvent solution in the thermal dryer using dryer temperatures
maintained between 50°C and 290°C, preferably between 125°C
and 290°C, more preferably between 150°C and 220°C.

The method also may residual removing vapor by a vacuum
system that is in fluid communication with the thermal dryer.
The method from then includes condensing and collecting
solvent from the vapor removed by the vacuum system. The
method further comprises injecting nitrogen into the thermal
dryer (“nitrogen sweeping")f The polymer product desirably has
a viscosity that is substantially the same.as that of polymér
used to form the polymer-solvent solution.

It is, therefore, an object of at least certain preferred
embodiments of the present invention to provide: '

New, useful, unique, efficient, nonobvious methods and
systems for devolatilizing polymers;

Such methods which reduce residuals in a polymer from an
initial 5 percent to 80 percent content by weight to less than
0.5 percent, especially less than 0.2 percent by weight; and
such methods which preferably reduce residuals in a polymer
from an initial 10 percent to 50 percent content by weight to
less than 1000 ppm; and such methods which more preferably .
reduce residuals in a polymer from an initial 5-25 percent
solvent content by weight to less than 500 ppm.

Such methods which achieve an acceptable polymer
residuals level in a single stage device;

Such methods which require no stripping and no immiscible
fluids to maintain heat transfer and diffusion rate;

Such methods in which snowing and vent flooding are
reduced and, preferably, substantially reduced; and

-6-
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Such methods in which product polymer quality isA
consistent, and such method in which a variety of varying
molecular weight solvents may be used (for example, isobutane,
cyclohexane, or ISOPAR™ E (a trademark of and made by Exxon
Chemical which is typically a mixture of Cg-Cjyg hydrocarbons) ) .

Certain embodiments of this invention are not limited to
any particular individual feature disclosed here, but include
combinations of them distinguished from the prior art in their
structures and functions. Features of the invention have been
broadly described so that the detailed descriptions that
follow may be better understood, and in order that the
contributions of this invention to the arts may be better
appreciated. There are, of course, additional aspects of the
invention described below and which may be included in the
subject matter of the claims to this invention. Those skilled
in the art who have the benefit of this invention, its
teachings, and suggestions will appreciate\that the
conceptions of this disclosure may be used as a creati&e basis
for designing other structures, methods and systems for
carrying out and practicing the present invention. The claims
of this invention are to be read to include any legally
equivalent devices or methods which do not depart from the
spirit and scope of the present invention.

The present invention recognizes and addresses the
previously-mentioned problems and long-felt needs and provides
a solution to those problems and a satisfactory meeting of
those needs in its various possible embodiments and
equivalents thereof. To one skilled in this art who has the
benefit of this invention's realizatioms, teachings)
disclosures, and suggestions, other purposes and advantages
will be appreciated from the following description of
preferred embodiments, given for the purpose of disclosure,
when taken in conjunction with the accompanying drawings. The
detail in these descriptions is not intended to thwart this
patent's object to claim this invention no matter how others
may later disguise it by variations in form or additions of
further improvements. Further, the term "solution" as used

herein may include a slurry.
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A more particular description of embodiments of the
invention briefly summarized above may be had by reference to
the embodiments which are shown in the drawings which form a
part of this specification. These drawings illustrate certain
preferred embodiments and are not to be used to improperly
limit the scope of the invention which may have other egually
effective or legally equivalent embodiments. .

Fig. 1 is a schematic view of a system useful in studying
the methods according to the present invention without the
need to use a polymer reaction process as a feed stream.

Fig. 2 is a partial schematic view in cross-section of
the dissolver extruder of the system of Fig. 1.

Fig. 3 is a schematic view of part of the system of Fig.

Fig. 4 is a side schematic view of the thermal dryer of
the system of Fig. 1.

Fig. 5A is a schematic view of a thermal dryer and
associated apparatus useful in methods according to the
present invention. Fig. 5B is a side view of a conveyor shown
in Fig. 5A. :

Fig. 6 is a schematic view of a second system useful in
methods according to the present invention. '

Figs. 7-16 present data for methods according to the
present invention.

Referring now to Fig. 1, a system 10 according to the
present invention has a volumetric feeder 12 for feeding
pelletized polymer to an inlet funnel 15 of a dissolver
extruder 14; a thermal dryer 50; a solvent tank 16; and a
vacuum syétem 66.

Solvent is pumped from the solvent tank 16 via lines 18
and 22 by a pump 20 to a pump 30. Pump 30 pumps the solvent
through line 24 to an injector system 26. Injector system 26
injects the solvent into a third zone or barrel 25 of
dissolver extruder 14.

As shown in Figs. 2 and 3, shaft 35 of dissolver extruder
14 is rotated by a drive system 31 that includes an electric
motor 41, a drive belt 43, a high torque slip clutch 45, a

-8-
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drive pulley 47 and a gear system 49 that is interconnected

with shaft 35. A valve 51 controls flow in line 19. A valve
53 controls flow in line 22. A valve 55 controls flow in
line 24. A gauge 57 indicates pressure in line 24. An

adjustable relief valve 59 provides relief protection for pump
30 and is in communication with valve 55 via the lines 63 and
65. As shown in Fig. 3, valve 67 controls the flow of
polymer-solvent solution in sample line 69.

Hot 0il from a hot o0il source 81 flows via line 83 to the
barrel sections 23, 25, 27, 28 and 29 of dissolver extruder
14. Hot o0il exits these  sections via lines 85, each with its
own control valve 87, and exit line 83. Dissolver extruder 14
produces a flowing solution of viscous polymer and solvent
which is fed via line 32 to thermal dryer 50 (Fig 1). Valve
34 controls delivery of polymer solution to dryer 50.

Thermal dryer 50 (see Figs. 1 and 4) has a shell 52 and
an apparatus therein for heaﬁing the flowing solution of
polymer and solvent and for moving it from inlet 36 to outlet
38. Typically a rotating hollow shaft 56 with mixing and
conveying elements 54 and 58 working in combination with
counter hooks 59 on the interior of shell 52 kneads and moves
the polymer-solvent solution within shell 52. The shell,
rotating shaft, counter hooks, movement elements, and mixing'
elements may all serve as thermal transfer members for heating
or cooling the polymer-solvent solution. Heat transfer media
(such as steam or hot o0il) may be pumped through a channel or
channels in each of these members. As showh in Fig. 4, a hot
0il system 90 is used in one embodiment to flow heat transfer
media through shaft 56 and related members. A drive system 60
is interconnected with and rotates shaft 56 (Figs. 1 and 4).

A source of hydraulic fluid under pressure (not shown)
provides drive fluid to drive system 60. )

Certain residuals freed from the polymer-solvent solution
(for example vaporized volatiles, vaporized solvent, unreacted
monomers, oligomers) rise within vessel 52 and flow through an
upper outlet 62. In one embodiment, these residuals flow into
a vent dome 64 (Figs. 1 and 4). A vacuum system 66 evacuates
the residuals from shell 52 via lines 71, 72, 73, 74 and 75.

-9.
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Residuals are condensed in a condenser 68 and collected in
trap 76 or trap 77. The remaining residuals are removed via
line 75.

Polymer product exits shell S2 of thermal dryer 50 and
is moved through cooling medium 84 via line 86 into a cutter
apparatus 82 to packaging equipment (not shown) (Fig. 1).

Fig. 5A illustrates one embodiment of a thermal dryer 100
(like the dryer 50) and associated apparatuses and
connections. Dryer 100 has a hollow housing 102 with a shaft
104 extendihg therethrough for agitating and moving a polymer-
solvent solution flowing into housing 102 through an inlet 116
(like the inlet 36, Fig. 1) into housing 102. Shaft 104 is
rotated by a direct drive motor 106 interconnected with a gear
box 108. External thrust bearings 110 and external radial
bearings 112 facilitate rotation of shaft 104. There is no
direct exposure of the bearings with thermal bearing 110 or
radial bearings 112 to a flowing heating medium or to flowing
polymexr on the drive end (left end Fig. 5A). Preferably, the
interior of the system 1is sealed and under high vacuum
(typically to withstand a pressure operating range from 50
psig (2.4 kPa) pressure to a negative pressure of 750 mm Hg
(100kPa) absolute vacuum). At each end of housing 102 a
shaft-housing interface is sealed with double mechanical seals
114. Polymer product flows through an outlet 118 via conduit
119 to.a discharge device 130 (like discharge apparatus 39,
Fig. 4) which moves the polymer product from thermal dryer 100
for further processing. Coupling 120 ‘allows  injection of heat
transfer media, such as hoﬁ 0il, into thé rotating main shaft
104 of thermal dryer 100. A channel in shaft 104 extends
only to inlet 116 so that the heating medium does not heat
apparatus beyond inlet 116. As with the system of Fig. 1,
vacuum system may be used with thermal dryer 100 to remove
residuals. Thermal dryers are commercially available from
Krauss-Maffei Verfahrenstechnik GmbH and List AG.

A single screw discharge device 130 (Fig. 5A), as
depicted in Fig. 5B, is used to convey polymer product from
thermal dryer 100 to downstream equipment. Single screw

device 130 comprises a housing 134, a direct drive motor 131,
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bearings 132 (typically including a back-thrust bearing and a
roller bearing) to support a single screw 135 and to absorb
the thrust of the screw, a double mechanical seal 133 to
isolate components disposed within housing 134 from.
atmospheric contamination and prevent atmospheric oxygen
intrusion. Polymer product enters device 130 via inlet
136, (connected to outlet 118 of Figure 5a via conduit 119),
conveyed by screw 135 to discharge 137, and flows through
discharge flange 138.

is

- advantages of using single screw device 130 or like
device include less mechanical drive complexity; true screw
integrity providing good sealing capability (that is, less
run-out and an ability to use a double mechanical seal); lower
shear enabling better quality polymer product (less shear
induced degradation); more efficient pumping of polymer from
inlet to outlet (less slippage); and better temperature
control for downstream handling (such as pelletization) .

Polymers useful in this invention include but are not
limited to EPDM, heterogeneous polyethylene, for example,
LLDPE polymerized as described in United States Patent
4,076,698 (Andersen et al); homogeneous polyethylene, as
described in United States Patent 3,645,992 (Elston);
substantially linear polyethylene as described in United
ctates Patent 5,272,236 or 5,278,272 (Lai et al.); low density
polyethylene (LDPE), and other thermoplastics such .as
polypropylene, including those thermoplastics made in a
solution, slurry or high pressure polymerization processes.
Other polymers and copolymers include SIS and SBS type
polymers, PELLATHANE™ (a trademark of The Dow Chemical
Company) polyurethane, ethylene-polypfopylene rubbers (EPR s),
and polystyrene. The novel methods described and claimed
herein are surprisingly useful for high moleculér weight, high
viscosity elastomeric polymers.

Fig. 6 shows one system 200 useful in a continuous
process according to the present jnvention. Polymer solution
enters a devolatilization vessel 202 via line 210 and solvent
flashes off through an outlet 220. Polymer solution pools

into an inlet of gear pump 208 and flows from it to a thermal
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dryer system 206 (like that of Figs. 1-5B) and additional

solvent is removed as described above. One or more additional

devolatilization reactors may be used between the reactor 202

and the thermal dryer 206. In one aspect, the polymer-solvent

solution is S50 percent to 70 percent by weight polymer and,
therefore, is 50 percent to 30 percent by weight residuals.

EXAMPLES

In certain methods according to the present invention,
ethylene pfopylene diene monomer ("EPDM*) pellets as follows
are fed to the dissolver extruder. Nordel™ material contains

Irganox™ 1076 (a hindered phenolic antioxidant made by Ciba

Geigy) in varying concentrations ranging between 100 rpm and
200 ppm.

EPDM Type* Specific Mooney
(electrical grade) Gravity Viscosity
Nordel™ 2722 0.87 25 = 5
Nordel™ 3681 0.87 45 * 5
Nordel™ 5892 0.87 58 + 5

*Pellet size of 0.125 inches(0.3cm)
Nordel™ is a trademark of DuPont Dow Elastomers L.L.C.

The dissolver extruder is a Werner and Pfleiderer Co.
Model ZSK-30, co-rotating, fully intermeshing, twin screw, 30
millimeter {mm) extruder with a length over diameter (L/D)
ratio of 21:1 in the extruder configuration with the screws
being just over 20:1. The extruder is eqﬁipped with a Werner
and Pfleiderer Co. high pressure injector located in the third
downstream barrel section and is powered by a class one,
division two, 15 horsepower, 3600 revolutions per minute
aiternating current motor, controlled by a digital speed
controller. The extruder is starve fed resin by a K-Tron twin
auger volumetric feeder, (with one of the two augers removed) .
The feed hopper on the feeder is loaded by hand and has a
capacity of 10-20 pounds (3.7 -7.5kg).  With one of the screws
removed the feeder had a feed rate of 0-100 lb/hr (0-45kg/hr) .

In examples described below, the solvent used is Isopar™
E solvent (made by Exxon Chemical) and in one aspect Isopar™ E

solvent mixed with n-nonane, a Cy; hydrocarbon, at a level of
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two percent by weight (to simulate residual diene since it has
a higher boiling point than the Isopar™ E solvent) .

The thermal dryer used in processing the three types of
EPDM has a horizontal shell and a rotating shaft as shown in
Fig. 1. Heat transfer media is pumped through the shell shaft
and disc elements. The discs have mixing bars on their tips
for clearing shell interior surfaces of product accumulation.
Stationary counter hooks (see hooks 59, Fig. 4) are secured to
the shell's interior and are shaped to interact with the
rotating parts producing a mixing and kneading action. The
discs are placed on the shaft at an angle to provide forward
momentum and consistent ‘product discharge. The dryer has a
total volume of about 17 liters. A discharge apparatus 39 of
the dryér is a twin screw extruder (having a Length-to-
Diameter ratio of 7) powered by an hydraulic drive. The
discharge section of the shell is attached to the middle
section to give the discharge twin screw a horizontal
position. As polymer is pushed forward by discs on the shaft,
it is picked up by the twin screw and extruded through die
holes located in an end flange.

Heat to the dryer is provided by a 40 watt exterior hot
o0il system. The hot oil system has its own pump and
temperature controller providing hot oil to the thermal dryer
at a desired temperature set point (for example 150-220°C).
Hot oil is piped through a rotary union to the shaft (a hellow
tube) and disc elements. The thermal dryer is made of three
sections that are bolted together. Each of the three sections
is jacketed and heat 1is prqvided by hot 0il on the jacket
side of each of these sections. The vent dome, (attached to
the top of the unit by a flange connection), is channeled and
hot oil flows through these channels to keep the dome hot.

The hydraulic drive system comprises two separate
hydraulic units. One unit powers the main drive of the dryer
which turns the shaft and the other unit powers the small twin
screw drive. Both units have a rectangular shaped closed oil
reservoir with high pressure oil pumps powered by alternating
current motors mounted on the tops of the reservoirs. Maximum

pressure of the units is adjustable with an internal relief

-13-




10

30

35

40

WO 98/02467 PCT/US97/10102

valve. Hydraulic oil is discharged from the pump through a
hand adjustable flow valve. High pressure hydraulic lines are
attached to the units and power drives using hydraulic line
quick disconnects. Hydraulic lines return from the drives
back to o0il reservoirs. Pressure dauges on the hydraulic
drive units are used to estimate torqQue on the agitator and
twin screw extruder. By adjusting the position of the
discharge valve on one unit, the flow rate and thus the speed
of the drive to which it is connected are adjustable. Maximum
pressures at the agitator shaft are 150 bar (15 MPa).

An oil sealed vacuum pump is used for the vacuum system.
A shell and tube heat exchanger is used as a condenser between
the vent dome and the vacuum system, with chilled glycol on
the shell side at 1-5°c. Condensed vapors are collected in
one of two condensate traps (10 gallon (38 L) stainless steel
vessels) placed on weigh scales to measure rate. When one
trap is full, the other trap is valved in while the first trap
is emptied to a solvent drum by padding the trap with.
nitrogen. The vacuum level in the dryer unit and in the
vacuum lines is measured via a valved-in connection with a
mercury filled manometer. The traps are equipped with gauges
to measure vacuum level. '

Initially, a flange with three holes approximately 1/8
inch (0.3cm) in diameter with one hole plugged is used as a
die for the twin screw on the dryer. Later one hole is
enlarged to 3/16 inch (0.5cm) and the other two are plugged.
The melt is extruded into a 12 foot (3.7m) long water bath,
and then pelletized with a Cumberland Strand Chopper.

BATCH METHOD

In a batch method according to the present invention, the
drive system, vacuum system and heating system are as
described above. The dryer is also used, but is shortened by
about fifty percent in length (one section only is uSed) and
the discharge extruder is replaced with an end plate. Samples
are prepared for this trial by placing about 1 kg of Isopar™ E
solvent in a bag along with about 1 kg of polymer. The
polymer then absorbs the sclvent and equilibrates. The
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samples range from a gelatinous consistency of 25 Moonéy
viscosity to a semi-solid material of about 70 Mooney
viscosity. The dryer is loaded with the contents of such bags
and the material is processed as described above.

This batch method data and results are shown in Table I.
The data demonstrate substantially improved, unexpected
results. Certain material is devolatilized from a solvent
content of 50 percent by weight to less than 0.2 percent by
weight.

In Table I, Products No. 1470 and 2522 are Nordel™
materials; "Oil Temp C" is the temperature of the heat
transfer media in the thermal dryer; "Agitator RPM" is the
speed of the shaft in theAthermal dryer; "Vacuum (mm Hg(kPa))"
is the vacuum level in the system; "Batch Time" is the

residence time (in minutes) in the thermal dryer; "Ny Sweep”

" is the amount of nitrogen injected into the thermal dryer in

standaxrd cubic feet per hourA(standard cubic meters per hour);
"prod. Temp. °C" is the temperature of the output polyher in
degrees Celsius; "Mooney Viscosity*® is the viscosity of the
6utput polymer; and "Volatiles ppm" 1is the volatiles
(residuals) level of the output polymer.

CONTINUOUS METHOD

Table II presents the run conditions of the dissolver
extruder for 24 samples in a continuous method according to
the present invention. Because of the free volume area of the
screws in the feed throat of the 30 mm twiﬁ screw extruder,
only samples of EPDM in 1/8 inch (0.3cm) pellet form were
used. On étart up of the dissolver extruder, low feed rates
to the extruder of low Mooney viscosity EPDM (20
pounds/hour (7.5 kg/hr) Nordel™ 2722), are used to form an
initial melt seal within the extruder before starting any
solvent feed to the extruder. The dissolver extruder is run
at low rates without solvent until polymer flow is established
in the thermal dryer. High extruder discharge pressures (for
example greater than 1000 psi(7MPa)) is necessary to clear the
line (% inch (1.3cm) on inside diameter) between the dissolver

extruder discharge and the dryer. Solvent Is injected into
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barrel zone three (barrel section 25, Fig. 1), through a high
pressure injector with a back pressure of 600—800 psig (4.1 -
5.5 MPa). Percent solvent-to-EPDM by weight is kept low (10-
20 percent) initially. When solvent is being fed to the
extruder, a detector at the feed throat is used to check for
solvent flashing back to the feed hopper. After establishing
solvent to the extruder with no problemé, the percent solvent
to EPDM ratio is increased to a 50 weight percent level over a
three or four step process. As the relation of the solvent
percentage EPDM members, total motor torque decreases,
allowing much higher throughput rates than dry (that is,
containing no solvent) EPDM materials. Desired rates are
achieved by increasing polymer addition rates first and then
increasing solvent flow rates. Maximum solvent addition is
limited to 25-27 pounds/hour metric (9.3 - 10 kg/hr) because
of pump (pump 30, Fig. 1) limitations. ‘Samples 1-8 and 22-24
are Nordel™ 5892 material. Samples 9-15 are Nordel™ 2722
material. Samples 16-21 are Nordel™ 3681 material. )

In Table II, "Polymer Mooney" is the viscosity of the
input polymer; "Polymer Feed" is the rate of input polymer
feed to the thermal dryer in pounds per hour (kg/hr); "Solvent
Feed" is the rate of solvent feed to. the thermal dryer in
pounds per hour (kg/hr); "Res Time min" is the residence time
(calculated average) in minutes of the polymer-solvent
solution in the thermal dryer; "Torgue Bar" is the drive motor
torque measured in bars (MPa); Other column headings have the
same meaning as in Table I. ,

The temperature of the 50 percent EPDM stream is 180 to
220°C . To control the discharge temperature of the dissolver
extruder at around 200°C . the screw speed is adjusted up or
down within a limited range. The maximum screw speed of the
dissolver extruder is 600 revolutions per minute, while the
lower limit is set by drive torqgque and/or high percent fill of
the screws. Partially closing the valve on the polymer line
going to the thermal dryer (that is increasing the extruder
discharge pressure) also increases discharge temperature.
Screw speed, discharge pressure, and control of the extruder
barrel zone temperatures (barrel zones 23, 25, 27, 28, 29),
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are all used so that the polymer supply to the thermal dryer
remains in the target temperature range.

The dissolver extruder runs at steady amp loads and
steady discharge pressures, all indicative of good solvent
incorporation. Samples of the solution are periodically taken
manually via discharge line 69 (Fig. 3) and physically
inspected to ensure that a uniform solution is being
generated.

Table II presents the run conditions of the 24 samples.
The dryer is preheated to 150°C with the hot oil system
before being fed a polymer stream. When the polymer stream
is introduced to the unit, the hydraulic shaft drive is
started and the shaft speéd adjusted to the desired number of
revolutions per minute. When solvent is added to the polymer
stream, the vacuum is valved to the thermal dryer and adjusted
to desired vacuum levels. Using sight glasses on iop of the
dryer, polymer level in the dryer is monitored. When the
desired level is reached, the twin screw hydraulic drive unit
is started up. By adjusting the speed of the twin screw, the
amount of polymer being discharged from the unit can be
matched to the amount of polymer entering, and in this manner
the level in the thermal dryer remains relatively constant.

Product consistency is characterized by Mooney
viscosities. Fig. 7 shows the Mooney viscosity for the 24
samples on the left vertical axis and the sample number on the
horizontal axis. The three solid horizontal lines represent
the starting Mooney viscosities for the EPDM materials. 1In
all cases, unexpectedly, little or no Mooney drop is
experienced. Residence times of the polymer in the dryer are
as long as 41 minutes, with discharge melt temperatures as
high as 287°C . Shaft speeds in the dryer as high as 70
revolutions per minute are evaluated and torgue loads as high
as 139 bar metric (13.9 MPa) (as measured on the hydraulic
drive unit) are observed. None of these conditions produce
any significant polymer degradation. The Nordel™ EPDM
products contain standard antioxidant packages (for example,
1500 ppm Irganox™ 1076 (a hindered phenolic antioxidant made
by Ciba-Geigy Corporation).
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Devolatilization performance is measured by headspace gas
chromatography of the final products. This is accomplished by
sampling the head-space of a sealed sample vial containing
final product from the thermal dryer within a few seconds
(that>is, within less than 15 seconds) of discharge. For each
sample, a known amount of product (approximately 0.5 gram) is
placed in a septum sealed wvial. The saﬁple vial is placed on
an automated headspace analyzer connected to a gas
chromatograph. The sample vial contents are then analyzed
using a quahtitative multiple headspace extraction procedure.
The concentration of the residual solvent in the sample vial
is determined from the quantitative analysis of known solvent
standards analyzed under identical multiple headspace
extraction conditions.

Fig. B presents the residual levels (vertical axis
indicates parts per million (ppm) Isopar™ E solvent) for the
24 samples (sample number indicated on horizontal axis). Only
one sample is above 2,000 ppm and it was run with a vacuum
level of 200 mm Hg (27 kPa). Within the ranges of
temperature, vacuum level, residence time and other variables,
19 samples unexpectedly fell below 1,000 ppm residual solvent.

Typically the devolatilization of EPDM materials with
prior art extrusion equipment results in vent fbuling due to
snowing. EPDM rubbers with higher viscosities typically have
a greater problem. In the vent dome of the dryer, only a
small amount of snow is present in the lower portion or
section of the dome. Accumulation over several hours of
running time is minor. This represents an unexpected result
of the present invention.

Fig. 9 shoWs‘the relationship of vacuum level, residence.
time, and the residual levels of devolatilized EPDM (Nordel™
2722). Vacuum level in mm Hg absolute (with value in kPa
being indicated in parentheses) is set forth on the left
vertical axis, and is indicated as the first bar in each pair
of bars for each sample. Residence time in minutes is also
set forth on the left vertical axis (the values which are not
enclosed in parentheses, e.g., 50, 45, etc.), and is indicated
as the second bar in each pair of bars for each sample.
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Solvent residuals in parts per million is set forth on‘the
right vertical axis, and is indicated by the connected plotted
small boxes. Sample number is indicated on the horizontal -
axis. For Fig. 9, the polymer contains from 25 to 50 percent
solvent upon entering the dryer, and the dryer is filled to 40
percent.

As set forth in Fig. 9, as vacuum level increases and or
residence time decreases, the residual solvent level in the
polymer increases. One sample, sample number 15, is not
included in data supporting Fig. 9 because its starting
percent solvent level in-the EPDM is low (10 percent).

Figs. 10 and 11 also show the same relationship as Fig. 9
{with the axis and bars being defined as described abbove with
respect to Fig. 9), but with the other EPDM materials {Nordel™
3681 and Nordel™ 5892). Also, for Fig. 10, the polymer
contains from 40 to 50 percent solvent upon enterihg the dryer
and the dryer is filled to 25 to 40 percent, while, for Fig.
11, the polymer contains from 40 to 50 percent solvent and the
dryer is filled to 40 to 50 percent. The same trends can be
seen for these two EPDM's as for that of Fig. 9. 1In Fig. 11,
one sample is again left out (sample number 7) because of a
low starting solvent level (12 percent).

Table III presents information regarding certain samples
referred to in Figs. 9, 10, and 11. Certain variables are

varied for these samples, including how full the thermal dryer

is {"Fill percent"); whether nitrogen is present and, if so
how much, ("Ny SCFH (m'/hr)"); rotational speed of the thermal
dryer shaft ("RPM"); the amount of material being fed to the

thermal dryer, polymer plus solvent, in pounds per hour
{"Total Feed 1lb/hr"); the temperature of the heat transfer
media as it is fed to the thermal dryer, 150°C, ‘or any

.indication that it is not used ("0il Temp (°cy"); and the

amount of solvent as a weight percent of the total feed to the
thermal dryer ("Solvent percent"”).

samples 7 and 15 in Table II have starting solvent
levels in the range of 10 percent by weight. The two samples
are run under different conditions, but the devolatilized EPDM
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final product, unexpectedly has residual levels of less than
100 ppm.

Two-thirds of the samples are run with a nitrogen sweep
of the dryer at a level of 2 to 5 standard cubic feet per hour
(0.06 to 0.14 m’/hr). The rest of the samples are run without
nitrogen. Table II presents three pair of samples, one of
each of the three different EPDM materials, with and without
nitrogen sweep. These sample pairs are run under the same
conditions except for the nitrogen. The data indicates lower
solvent residual levels for the Nordel™ 3681 and Nordel™ 5892
with nitrogen. The Nordel™ 2722 samples show statistically
the same residual level.

Some of the samples are collected after adding about 2
percent n-nonane by weight to the Isopar™ E solvent. The
samples are tested for n-nonane residuals and the data is
presented in Fig. 12. (The right vertical axis of Fig. 12
shows the weight percent of n-nonane in the total residuals).
N-nonane is present in the total residuals in a 3-6.5 percent
by weight range). A

Three different temperature profiles are used for the

above described samples. First, the hot oil system runs at
200°C and the jacket side of the shell on all three sections
of the dryer and the vent dome are valved in. Hot oil

temperatures of the hot o0il system have an average 5°¢
change (in versus out). Polymer temperatures range from 211°C-
233°C in the second section of the dryer. The second condition
runs the hot o0il system at 150°C with the jacket side of the
shell on all three sections of the dryer and the venﬁ dome
valved in. Hot oil temperatures in and out of the hot oil
system have a change of 3°C. Polymer temperatures range froﬁ
167-187°C at the same point. The third condition runs the
hot o0il system at 150°C with the vent dome valved in and all
three sections of the unit valved out after the dryer is
running. The polymer temperatures range from 115-205°C.

Fig. 13 presents data for the three different Nordel™
EPDM materials run at the same dryer fill level (40 percent),
dryer shaft rotation speed (50 rpm), and approximately the
same dryer residence time (26 minutes). Both the temperature
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of the EPDM materials in the dryer and the peak recorded
hydraulic pressure required to turn the shaft at 50 RPM's are
shown. The vertical axis shows the torque measured in bar’
(with the value in MPa being set forth in parentheses). The
vertical axis further shows the dryer polymer temperatufe in °C
(the value on the vertical axis which is not in parentheses,
that is 250, 200, 150, etc.). This data, unexpectedly, shows
no significant difference in torque requirements between the
27 Mooney, 50 Mooney, and the 65 Mooney EPDM materials. A '
possible reaéon for the similarity in torque requirements for
the three different EPDM materials is a change in condition of
the polymer melt at the varying temperatures {(from a
continuous melt to a -discontinuous melt, that is, crumbs).
The average temperatures are: 27 Mooney viscosity material =
180°C, 50 Mooney viscosity material = 1190°C, and 65 Mooney
viscosity material = 215°C. If these temperaturés are
reached through a mechanical'means, there would have been
higher torque reguirements for the higher Mooney EPDM
materials.

Data regarding thermal dryer run conditions, presented in
Fig. 14-16, shows sample differences and torque requirement
similarities. 1In each of Fig. 14 - 16, the vertical axis
shows torque reguirement in bar (with the value in MPa being-
set forth in parentheses. In each of Fig. 14-16, the verctical
axis further shows disc temperature in °C (the value on the
vertical axis which is not in parentheses, that is 240, 220,
etc.) A

in conclusion, therefore, it is seen that the present
invention and the embodiments disclosed herein and those
covered by the appended claims are well adapted to carry out
the objectives and obtain the ends set forth. Certain changes

- can be made in the subject matter without departing from the

spirit and the scope of this invention. It is realized that
changes are possible within the scope of this invention and it
is further intended that each element or step recited in any
of the following claims is to be understood as referring to

all equivalent elements or steps.

21-



PCT/US97/10102

WO 98/02467

BUTWISISP JOU PTNOD = (ONDs« :932Y palxcdsxr s3i[nsaa (erxi ojeredes oml,
SUON SUON 65T SUON 3 (L %) SE 05 0ST umouyun 81
0065 L' LY gE1 {(bT'0) S S1 {(L'b) G¢€ ST 0ST 0LPT L1
0089 £ 1T LeT SUON 0T (L°p) S¢ 05 0ST (4474 91
00ZY 1 bt GET BUON ST (L°p) G¢ 52 0ST OLbT ST
00F 6°29 861 SUON 0¢ (L'y) GE 34 00T 0LPT LA
00%1 » +OND €1 BUON ST {L'p) SC 06 06T umouxun £l
091 (314 Z91 SUON 0¢ (L'p) St 0S 067 (4474 [4d
0052 [ AR 44 [ 414 SUON 153 (L'p) &€ 0§ 00¢ [44°74 11
000¢ 89 90¢ SUON 113 (2 0S 002 oLyl 01
14 929 €12 (b1°0) § 0¢ (€°1) 01 05 00¢ oLPT 6
0z > P BB/6°TL 01z (p1°0) § 0€ - (L°p) SE 05 002 0LpT 8
026 7'CL b6l SUON ST (€ 1) 01 0S 002 0Lkl L
06 L'SL 06T ($7°0) ¢ ST {¢°1) 01 0S 00¢ 0LYT 9
oy z'b9- c0Z (s7°0) § 0¢ {(L°V) G¢ 114 00¢ 0LYT S
000E 612 161 BUON 0¢ (L'p) S¢E ST 002 4414 [
00S¢€ 1L 861 SUON ST (L'9) S¢€ 0S8 00¢ OLYT £
000¢€ b L8 194 SUON 0F (L"p) &€ 0S 00¢ 0LYT 14
00TT b pL 961 QUON 0E (L %) S€ S¢ 00¢ 0Lkl T
(147 w) utw (edx) 2
wdd Katsoostp o yjos awT By unu Wayd dus ], ‘ON "ON
SaTTaP[OA KauooR ‘dway p214 daams ‘N yoseq urniep 103e3T6Y 110 onpoxd | terar

1 a1qel

-22-~



PCT/US97/10102

WO 98/02467

bEL 9°69 {0°01) 00T €02 (b1°0) S t14 {0°2) St 0S suopN | (1T} Ot (11) 0¢ S9 124
L6S1 v 59 (1°11) 111 bel (v1°C: S £t (0°2) S1 0t SUON (11) 0t (11) 0¢€ S9 £z
14 v'S9 (8°'v) 8b 8Z71 (p1°C) S LA (0°2) S1 0s SUON (1) 0f (11)] Of s9 [44
1v6 8°'0S (8°'S) 8S 6V 1 (b1'0) S b1 (0°2) st 0§ SUON (11) 0t (T1)_0¢F St 12
gILY 9°'6% (g gr) €€t 861 auo: 5T (9'9Z) 00¢ 0S 3UON (11) 0F (11) 0fF Sh 02
L1€ 618 (T°11) 111 02 uSN 9T {(0'2) St 06 9UON (11) 0¢F (17)_0¢ Sh 61
908 8'6Y (v zl) vzt t81 {(b1°0) § 0z (0'2) St 0S auoN | (1U) 0¢€ (61) Qb SV 81
e £ é6b (6°6) S6 161 (bU 0 S 92 (0°2) St of SuoN | (IT) OF (11) 0¢ 14 L1
LS% 6b (6°01) 60T £81 S 9z (0'2) ST 0§ AUON (11) 0f (1e) ot Sy 91
001 14 (p°6) b6 L81 S SC (0°2) ST 0S8 auoN (1) ¢ (€1) 9¢ ST ST
LLy 1°62 ($'0T) »OT Z61 92 {(0°2) st 0S auaN (11) 0t (11) _0¢€ F14 vl
9t 8 7 82 (6'E1) 6E1 81 [ (0-21 &l oL 051 (11) O¢f (0€) 0B ST €1
(457 £°82 {L'01) Lol Sl UT, EALS (0¢) ST 09 0c1 (1T) 0¢€ {zg) 09 ST Z1
61% 882 {1°6) (6 L9% auci] 5 (0'¢) St 0S 051 (11) O¢f (t1) 0t SZ 11
beb 582 (8°L) BL $91 (b1 )} S 52 (0°2) ST 0§ 0sI (T1)_O¢ (11) 0 52 ot
1b21 Z'8Z (0'8) 08 L91 (b1 0 S 9C (£9) 9S 0S 0S1 (11) 0¢ {11) 0t S¢ 6
6511 8°S9 {§"10) 811 L81 (¢1°0) S 92 (L'9) CS 0S 0St (11)_0¢ (T1) 0¢€ S9 8
(344 S L3 (g 11} 81T £el (b1°5) S b (0°2) ST 0S 002 {L°0) ¢ (g L) 02 S9 L
98v S9 (y-01) bot 612 (p1°0) S 92 (L 9) 65 0§ 00z | (s-¢) 02 (11) ot S9 9
L59 L v9 9 ¢1) 9¢l g1¢ (y1°C)} S 97 (L'9) 0¢ 0S 002 (t1) 0t (1) _0Y S9 S
L18 t'S9 (1T-11)_111 [444 aucy 9T (L°9) 0§ 0S 002 (1T) _0¢ (11) OF S9 |4
€0b1 9° 69 (B 6) 86 LS4 JucH 92 (g €1) 00T 0% 002 (1T) 0¢f (1T} O¢F 59 £
[4:1 1°69 (0"0T) 00T [A%4 (950°0) T 9T {0°z) ST 0S 00¢ (11) O¢F (11) O€F 59 [4
1443 £ 9 (1 1ty 111 s12 { S 9C {L'9) 0S 0§ 002 {11) OF (11) 0¢f S5 1
{ay/bx) {14/
(3,) utw (ed%) (Do) ay/sqi ay/sqt
wdd Aatsoosta | (edw) 2ea | dwal swil By ww Wdd dwa] paad poad Aauoon "oN
$37T3IRI0A Kouoon anbaol 'poad ‘s3y wnROBA 103€2TBY | 110 UdAT0S zawA1od | xewhied | (elLl
11 319l

SUBSTITUTE SHEET (RULE 26)




PCT/US97/10102

WO 98/02467

Ly QUON (1Z) LS 0t 08 33 ($7°0) {0°2) ST %4 IT
Ly QUON (12) LS 0S 434 97 SUON (€' €T) 00T £ 11
LY SUON (12) LS. 09 114 92 {(b1°0) (0°2) ST 8 17
6F SUON (2Z) 65 0S S¢ b1 (p1°0) {(0°7) €61 (44 1T
9y SUON (02) S¢S 0¢s ob 9¢Z SUON (L°9) 0§ 14 11
6¢ 9UON (€7) 99 0§ 0P 97 (51°0) {L9) 0§ S 11
9% SUON (02) 6§ 06 op 9z (pT°0) (L°9) 0§ 1 1T
8¢ IUON (81) 8% 06 ov 9z {(p1°0) {L'9) 05 9 1T
Ly SUON {1Z) 9§ 08 [12 92 (960°0) (0°2) S1 4 11
boLY SUON (1z) LS 0§ 0y 92 (p1°0) {0°2) ST |44 117
Ly QUON (12) LS 0% 14 71 {(p1°0) (0°2) ST 12 0T
144 SUON (6z) 9 08 0V 02 (pT°0) (0'2) ST 81 0T
14 SUON (12) LS 0g oy 92 {(p1°0) (0°2Z) ST LY 01
Lh SUON (12) LS 058 oY 9¢ SUON {(0°Z) St 6T 0T
14 SUON {(12) LS 08 [0} 92 {pT°0) (0°2) ST 91 0T
Ly 06T {12} LS 0L oY 9¢ (p7°0) (L'9) 08 [3 6
14 0ST (0%) LOT 0§ 0b €T SUON (0°2) ST £T 6
T1¢ 0ST (z€) L8 0§ 134 97 SUON (0'2) ST [44 6
8y 330 110 (12) (S 0§ ot 14 SUON (0°2) ST 7T 6
L 0671 (12) LS 0§ 0¥ 92 {(p1°0) (L79) 0§ 0T 6
Ly 061 (12) LS 05 oV 9z SUON (0°2) ST T1 6
) {34/By) )
{2) 14/q1 {utu) 4/ w) {edy)
(%) dway [SEER (%) 3Ty y3os by um
juaagos ) ITt0 €301 Fldy 1114 3JUaPTSAY iy wnnoep a1dwes aanbtyg

III a1qel

-24-



PCT/US97/10102

WO 98/02467

9) $90UNO pZ-E7 SEAN P33 AU} UQ ${ENPISA) 10 4

(swiesd §gY-0S

0Ly 06l (685°'1)s0c7 | 8207 665 vv0T | (8L01)008L | 06T | (a1 g€l (234 90L
0'¢s| 09 (€9S L9t | VIOl 6'65 0T | (ot eses | 061 [ U8 Dol 8671 UL
059 00 (ctenoeve | 6807 8'65 c50z | (L6t 0ses | 161 | (00D 0SH 9051 eIl
0S¢ o (689°1) 6ppT | 6907 865 8v0c | Lpino6z8 | 00T | (s61) 9l 1081 LOL
0'LEE 0Tl (9v9'1)8'8€T | €80 6'65 65707 | Caletig | 00T | @61 vyl ¥051 v oL
0'Shy o5l osyreze | Le60t 6'65 vz | (sp0D6SSL | 00T |6 DS L0S1 AN
099 08 fosvIesor | Loit 009 Pz | (€118)8985 | oSt | (L80! 051 €L
01Le 001 (s1o)¢gyer | €Tl 8'65 0607 | (t096) 9960 | 06T | (88" I'¥1 €051 0'iL
000 oLt | WL 10st PSiT L'6S 750z | srinzoig | osz | (S61D9HI 00S1 90L
0¢lz 08 Ser1)8917 | §viT 665 ¥o0T | US16)6199 | v6T | (#8'1) §€El 6'8p1 9'69
0061 0L (Lyr'1) 6607 | 8912 6'65 7907 | Ute6) 699 | v6r | (€6 1) Sl 60p1 9'69
0'ivl 96 GLensest | Ll 665 v90T | (L6L8IEC9E9 | v6T | (S61)9¥I vl LS9
ol 0¢ (tsneelz $eit L'99 ceo | upi8zzey | vet | e ol L'yl ToL
0661 08 (Sryesor | €11T 899 1200 | Ore8) w0ty | vér | (L6 gl S'vbl £'¢9
0852 0'6 vos Dzl |ttt 899 6707 | (e z6) Te9v. | ve | (63 1) Tl £opl 69

V10l gNd (Ldiy) | DU (wrdy) syiy (ed)
wdd wdd Sisd o8seypsip | sdieyastp | NAY 9, dwdi INdYOL ndd SHww Do

sajlie|oA | S3[nejoA Japniixg Jopnaixg | lepniix3 jod eys yeys wnnoea dwiay 1ajut AINOOW

+Al94eL



PCT/US97/10102

WO 98/02467

Wi T €9 GO 16D
59 L'v9 S 0 9z oy Lve 91 81z L61 007 166 | L§9 | 9¢1 | 0S | 268$ S
(o) [ (rin)
(L'9) A
L18 £'sYy auou g Yz 0p 10T orl 444 00! 00z | 8Sv | vss | vt | os | zess r
wro | 9 (coty | (1)
[44Y £'9 S 0s 9z 112 (1144 Syl PIT 061 00z | ssv | oss | i1 | 0§ | u68s |
(v1°0) (L9) {osh) | (vo1)
98y 069 g 0§ 9 or 0£7 6S1 61T 961 007 | 8.6 ) T8y | ¥OU | OS | z68S 9
(9500) | (0D (010 | (0'01)
| w8y 169 (4 Sl 92 o 1zt pS1 vit 881 00z [ L9y | €95 | oo1 | os | z68s 4
wrro [ (00 (¢120 | (oo
pEE 9'69 $ gl 97 Oy L8T (£l e g¢ aou | pup | oLs |00 [0S | 268§ i
et (1) | (86
£ovl 9'v9 auou 001 9z or 052 L§1 1z L8] p0z | 1w | tos | ss 05 | z68¢ £
(8'97) _ €10 [ (€€
Zity 9'6p auou 007 97 0F Y44 861 22 orl awou | pLp | OLS | €€1 | 05 | 139¢ 0z
w1'o)y | (o) (rso | e
908 8'6p ¢ Sl Ut Op 12z 181 €SI s auou | <0y | L9 | vTl | 05 | 19 N
(07 CRRARECID)
Lig 618 auou 9| 92 OF 0L 507 Lri 44 owou | 1'gp | LS | 111 | 05 | 189¢ 0l
(v1°0) (o0 (€12} | (60D
ST | o6p $ S 9T or 961 £81 1l el awou | gyp | LS | 601 | 05 | (89 9l
(0 «1z) | ol
LLy 1'67 auou S| D14 or 061 61 791 951 owou | OBy | LLS | vOI | 0OS | Tue rl
v1'0) (00 st | (ve)
o1 0'8L g S Y4 op 907 L8l Lel 161 wou | vl | TOV | b6 0s | T sl
(0w ] 1] e
6l 8'87 auou Sl 92 op 81 L91 pS1 pS1 0s1 vw | ves | 16 0 | e i1
wio | (0D v . i | @V
pEY §'87 S Sl 97 or 8Ll 91 SS1 9| 051 'y | L9S | 8L 0 | e 0l
(%) (ny/8y)
wdd (4w (4% sanujy v | Dedwa) | Dodway | D dway | D dway | D dway sy seg wds | wad3
SINCOA Ansossip HdDS . | SHuw 2wy nyq IETR] f ON T ON | 'ON s1Q 0l PIdj uy padd anbioj | maidg | [apiuN | Jaqunpn
g-sedos| Kauoopy daamg N wandep UdPISY vody | a8ryasiq ”g mg EH T} O 104 | luaajos [l 813 asiq wodng duicg

Allqel

-26-



WO 98/02467 PCT/US97/10102

5 1. A method for devolatilizing a polymer-solvent solution,
characterized by a single iteration of the following
sequential steps: }

(a) introducing a polymer-solvent solution having a
solvent plus residuals content of less than 80

10 weight percent into a thermal dryer,

(B) treating the polymer-solvent solution in the thermal
dryer to form product polymer and separated solvent,
the separated solvent with residuals therein
vaporizing in the thermal dryer to form a vapor

15 containing solvent and residuals,

(C}y removing the vapor containing -solvent and residuals

, from the thermal dryer, ana A
(D) discharging from the thermal dryer polymer product

having not more than 0.5 percent by weight solvent
20 and residuals.

2. The method of claim 1 wherein the polymer-solvent
solution is continuously fed to the thermal dryer and

polymer product is continuously produced by and conveyed
25 from the thermal dryer.

- 3. The method of claim 1 wherein product polymer discharged
from the thermal dryer is received by a discharge
apparatus which conveys the product polymer from the

30 thermal dryer, wherein the discharge device system is
characterized by: .

a single or twin screw conveyor rotatably mounted
in a housing, the housing having an interior into which
product polymer flows through a housing inlet,

35 a direct drive motor at a drive end of the
housing connected to the single or twin screw conveyor
for rotating it, '

dual mechanical seals at the drive end of the
housing for sealing an interface of the single or twin

40 screw conveyor and the housing,

bearings at the drive end for facilitating

rotation of the single or twin screw conveyor, and

-27-
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an outlet for the product polymer to flow from
the housing.

The method of any of claims 1-3 further comprising at

least one of the following: heating the polymer-solvent

solution in the thermal dryer to a temperature of from
50°C to 290°C, agitating the polymer-solvent solution in
the thermal dryer, or injecting an inert stripping agent
into the thermal dryer to facilitate residuals
separation.

The method of any of the preceding claims further

characterized by:

(E) feeding an initial polymer-solvent solution with a-
residuals ievel of 70 percent by weight or greater
to a devolatilization reactor,:

(F) devolatilizing the initial polymer-solvent solution
in the devolatilization reactor producing a feed
polymer with a residuals level of 30 percent to 56
percent by weight, and

(G) feeding the feed polymer-solvent solution to the

thermal dryer to produce the polymer-solvent
solution.

The method of any of the preceding claims wherein the
vapor is removed by a vacuum system in fluid
communication with the thermal dryer.

The method of claim 6 wherein a vacuum from 10 mm Hg to
200 mm Hg (1.3 to 27 kPa) is maintained within the
thermal dryer by the vacuum system.

The method of any of the preceding claims further
characterized by:

(E) condensing and collecting solvent from the vapor

removed by the vacuum system.

-28-
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10.

11.

12.

13.

14.

16.

The method of any of the preceding claims wherein‘the

product polymer is suitable for processing by a '

pelletizing machine and the method is further

characterized by:

(E) feeding the product polymer to a pelletizing
machine, and

(F) producing pelletized product polymer with the
pelletizing machine.

The method of any of the preceding claims wherein solvent
level in the polymer product is less than 2000 parts per
million.

The method of claim 1 wherein the polymer is selected
from the group consisting of EPDM, heterogeneous
polyethylene, homogeneous polyeth&lene, linear
polyethylene, low density polyethylene, polypropylene,
ethylene propylene rubber, and polystyrene.

The method of any of the preceding claims wherein the

polymer is a terpolymer of ethylene, an alpha-olefin, and
a diene, and wherein the residual diene level in the

polymer product is less than 100 ppm.

The method of any of the preceding claims wherein the
polymer has a Mooney viscosity greater than 20.

The method of any of the preceding claims wherein the
polymer has a melt index less than 1 g/10 minutes.

The method of any of the preceding claims wherein the
polymer-solvent solution has a residence time in the

thermal dryer of less than 50 minutes.
The method of claim 1 wherein residuals are initially

present in the polymer-solvent solution at a level of

between 5 percent and 80 percent by weight, and wherein

-20.
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17.

18.

19.

20.

the residuals level in the polymer product is less than
0.2 percent by weight.

The method of claim 1 wherein the method is performed in
the absence of at least one of oxygen or water.

The method of any of the preceding claims wherein the
devolatilization of the polymer-solvent solution does not

produce any significant polymer degradation.

A method for devolatilizing a polymer having a Mooney

viscosity greater than S50, the method characterized by:

(A) introducing a polymer-solvent solution into a
thermal drver,

(B) treating the polymer-solvent solution in the thermal
dryer forming polymer product and separated solvent
forming product polymer and separated solvent, the
product polymer having at most 0.5 percent by weight
solvent, and other residuals, separated solvent with
residuals therein.vaporizing in the thermal dryer
forming a vapor containing solvent and residuals,
wherein the polymer-solvent solution has a residence
time of less than 50 minutes in said dryer,

(C) removing the vapor from the thermal dryer using a
vacuum in fluid communication with said dryer from
10 mm Hg to 200 mm Hg (1.3 to 27 kPa), and

(D) discharging product polymer with solvent removed
therefrom from the thermal dryer.

A discharge system for use with a thermal dryer to dry a
polymer product comprising:

a single or twin screw conveyor rotatably mounted
in a housing, the housing having an interior into which
product polymer flows through a housing inlet,

a direct drive motor at a drive end of the
housing connected to the single or twin screw conveyor
for rotating it,

-30-

BEST AVAILABLE COT




WO 98/02467 PCT/US97/10102

5 dual mechanical seals at the drive end of the
housing for sealing an interface of the single or twin
screw conveyor and the housing,

bearings at the drive end for facilitating
rotation of the single or twin screw conveyor, and

10

an outlet for the product polymer to flow from
the housing.
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